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using data with a Nuc : Ru ratio between 0-100 and the best fit using the Bard equation. S10 [5] as follows:
Where ε a , ε b and ε f are the apparent, bound and free molar absorptivities, respectively; K is the association constant and s is the binding site size. For binding constants derived from luminescence experiments, ε was substituted with I, the luminescence intensity at 630 nm. Quantum yields of Λ-[Ru(TAP) 2 (dppz)] 2+ and ODN-bound complexes were determined using [Ru(bpy) 3 ] 2+ as a standard.
Transient spectroscopy -psTA and ps/ns-TRIR
The samples for transient spectroscopy measurements were prepared in 50 mM potassium phosphate Transient spectroscopic measurements were performed using the ULTRA and TR M PS apparatus at the Central Laser Facility (Harwell, UK), which have been described in detail elsewhere. [6, 7] Ps-TrA measurements were recorded on ULTRA using identical conditions to those reported recently. [1, 8] The TrA spectrometer comprises of a 10 kHz repetition rate titanium sapphire amplifier (Thales), producing 0.8 mJ output with 40 fs pulse duration, at 800 nm. The
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second harmonic generation of the 800 nm created the 400 nm femtosecond pump pulses used in these experiments. The polarization of the pump pulses at the sample was at the magic angle relative to the probe, with an energy of 1 μJ. The 400 nm pump beam was mechanically chopped down to 5 kHz, focused (~ 100 μm spot sizes) and overlapped with the probe beam (~80 μm spot size) in the sample cell. Part of the titanium sapphire laser output beam was used to generate a white light continuum (WLC) in a CaF 2 plate. The crystal plate was continuously rastered to avoid color centre formation and to improve stability in the probe. The WLC was dispersed through the grating monochromator and detected using a linear silicon array (Quantum Detectors). In front of the monochromator, a 400 nm notch filter was placed in order to remove scatter from the excitation beam. The spectra were calibrated using five band-pass filters.
Ns-TrA and ps/ns-TRIR spectra were recorded using the Time-Resolved Multiple Probe Spectroscopy approach (hereafter TR M PS) [7] , as decribed recently.
[1]
In the TR M PS configuration, another 1 kHz titanium sapphire amplifier (Spectra Physics Spitfire XP) was used to produce the excitation beam (100 fs, 400 nm after frequency doubling, pulse energy at sample attenuated down to 1 μJ and focused down to 100 × 200 μm 2 spot). For the probe the same 10 kHz ULTRA laser beam was used as described above. Both ULTRA amplifier and Spitfire amplifier were synchronized by sharing the same seed from 68 MHz titanium sapphire oscillator.
The seed beam was delayed with an optical delay line before the 1 kHz amplifier to accommodate for 100 fs -14.7 ns time delays between pump and probe. To go beyond 14.7 ns up to 100 μs, subsequent seed pulses were selected from the 68 MHz seed pulse train accompanied by the appropriate setting of the optical delay line. The sequence of the probe pulses arriving to the sample (at 10 kHz repetition rate) probes the transient absorption of the sample on the time up to 1 ms (when the following pump pulse arrives) with an interval of 100 μs.
The polarization of the excitation beam at the sample was set to be at the magic angle with respect to the probe. Samples for TRIR and TrA experiments were raster scanned in the x and y directions to minimize photodamage and re-excitation effects. Samples were checked before and after the experiment by UV/vis spectroscopy. Figure S1 : Complex intercalated at G 9 G 10 ;C 1 C 2 from structure of Λ-[Ru(phen) 2 (dppz)] 2+ in the presence of {CCGGATCCGG} 2 , [9] showing selected distances: Ru -N2(G9) = 4.8 Å Ru -O6 (G9) = 8.1 Å Ru -O6 (G10) = 7.8 Å phen(C30)-N2(G9) = 3.1 Å Figure S2 : Complex intercalated at T 5 A 6 ;T 5 A 6 from structure of Λ-[Ru(phen) 2 
(dppz)]
2+ in the presence of {CCGGTACCGG} 2 , [9] showing selected distances: Ru -N2(G4) = 7.6 Å Ru -O6 (G4) = 9.3 Å phen(C21) -N2(G4) = 3. [DNA] (M, nucleotide) using data with a Nuc : Ru ratio between 0-100 and the best fit of the data (---) using the Bard model. [5] Decreased emission quenching in ODN B is indicative of less efficient ET b determined from UV/vis spectra c error is ± 10%, quantum yield for unbound Λ-1 determined as 0.035 ± 0.004. 
